General remarks: Bis(oxazoline) bearing phenyl groups was prepared from (R)-phenylglycinol and dimethylmalononitrile by a modified procedure.
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Preparation of immobilized catalysts by cation exchange: Laponite was dried under vacuum at 140ºC for 24 h prior to use. The chiral ligand (0.11 mmol) and Cu(OTf) 2 (40 mg, 0.11 mmol) were dissolved in the minimum amount of anhydrous dichloromethane under an argon atmosphere. The solution was stirred for 15 min and filtered through a PTFE microfilter. The solvent was removed under reduced pressure, the complex was redissolved in methanol (4 mL), dry Laponite (375 mg) was added and the suspension was stirred for 24 h at room temperature. The solid was filtered off, washed with methanol (10 mL) and dichloromethane (20 mL) and then dried under vacuum for 24 h.
Homogeneous Mukaiyama aldol reactions with methyl pyruvate (1a):
A suspension of the bis(oxazoline) ligand (0.05 mmol) and Cu(OTf) 2 (0.05 mmol) in anhydrous dichloromethane (1 mL) was stirred for 15 min under an inert atmosphere. The mixture was filtered through a microfilter and the solvent was evaporated under vacuum. Anhydrous CH 2 Cl 2 (2 mL), methyl pyruvate (1a, 0.5 mmol) and 2-(trimethylsilyloxy)furan (2, 0.6 mmol) were added by syringe and the reaction mixture was stirred at room temperature under an inert atmosphere. The consumption of the cyclic silane was monitored by GC. The mixture was filtered through a silica pad (2 cm), which was washed with dichloromethane. The resulting solution was concentrated under vacuum and the mixture analyzed by HPLC (Chiralpak AD-H column, hexane/isopropanol (90:10), 1 mL min _1 , UV detector at λ=210 nm). A previous calibration was necessary to determine the yield. The retention times were for the anti enantiomers: t r (5a) = 13.2 min and t r (6a) = 14.0 min; and for the syn enantiomers: t r = 19.1 min and t r = 25.4 min. The absolute configurations of the anti enantiomers were assigned by comparison with the results reported by Evans et al.
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Homogeneous Mukaiyama aldol reactions with methyl 2-oxo-2-phenylacetate (1b): The procedure is the same as in the case of using methyl pyruvate with the following reagents:
methyl 2-oxo-2-phenylacetate (1b, 0.5 mmol) and 2-(trimethylsilyloxy)furan (2, 0.6 mmol).
At the end of the reaction and after the filtration through the silica pad, the solvent was eliminated under vacuum and the mixture analyzed by HPLC (Chiralcel OD-H column, hexane/isopropanol (90:10), 1 mL min _1 , UV detector at λ=209 nm). 
